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FUEL FILTER WITH ORGANOCLAY,
CLEANING CARTRIDGE WITH

ORGANOCLAY, AND USE

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application 1s a continuation application of 1nterna-
tional application No. PCT/EP2018/053703, having an
international filing date of 14 Feb. 2018 and designating the
United States, the international application claiming a pri-
ority date ol 14 Feb. 2017 based on prior filed German patent
application No. 10 20177 001 380.2, the entire contents of the
aforesaid international application and the aforesaid German
patent application being incorporated herein by reference.

BACKGROUND OF THE INVENTION

The present mvention concerns a fuel filter with a sepa-
rating device for separating a first medium from a medium
flow which comprises a first and a second medium and with
a cleaning device for receiving a proportion of the second
medium 1n the separated first medium, wherein the cleaning,
device 1s arranged upstream of a discharge opening for the
first medium from the fuel filter and comprises an absorbent
and/or adsorbent cleaning material.

The mnvention concerns also a cleaning cartridge for such
a Tuel filter, use of an organoclay, and a method for removing
hydrocarbons or hydrocarbon mixtures from water.

A filter system with water separation device 1s disclosed
in DE 10 2016 002 264.7. In this filter system, active carbon

1s used as an adsorbent and/or absorbent medium for tuel
components contained in the separated water. This has been
found to be beneficial for various applications.

Only appr. 5 mg/l of typical diesel fuel can be dissolved
in water; when this value 1s surpassed, the water 1s saturated,
no diesel 1s dissolved anymore, and emulsion formation
takes place. Such diesel-water emulsions cannot be cleaned
or cleaned only to a mimimal degree by active carbon;
therefore, there 1s the urgent need to provide cleaning by an
alternative active material with which even diesel fuel that
1s present as an emulsion can be removed.

SUMMARY OF THE INVENTION

Based on the aforementioned prior art, 1t 1s now the object
of the present invention to provide a fuel filter which
exhibits an improved adsorption performance for hydrocar-
bons, 1n particular diesel fuel present in particular in emul-
sion form, from water.

The invention solves this object by a fuel filter comprising,
a cleaning material that comprises an organoclay as active
component or consists thereof, wherein the organoclay 1s
present as a bulk material, wherein at least 50 wt. % of the
organoclay has an average particle diameter of greater than
50 ®m and smaller than 1,000 ®m.

The mvention further solves the problem by a cleaning
cartridge characterized in that a cleaning material with an
organoclay as an active component 1s present 1n the cleaning
cartridge.

The invention solves the problem by use of an organoclay
for separating a water fraction, which 1s contaminated with
tuel and which 1s present at least partially as a fuel-water
emulsion, 1n a fuel filter, preferably 1n a tuel filter according
to the invention as set forth above.

The 1invention further solves the problem by a method for
removing hydrocarbons or hydrocarbon mixtures from
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2

water that accumulates at a fuel filter of a vehicle or at an
internal combustion engine, preferably 1n a fuel filter accord-
ing to the mvention as set forth above, by means of a
cleaning matenal that comprises an organoclay as active
component, wherein the average residence time of the media
flow to be purified in the cleaning material amounts to 15 to
40 minutes, preferably 25 to 35 minutes.

A Tfuel filter according to the invention i1s suitable for
filtration of a media flow comprising a first and a second
medium. In this context, the first medium can be preferably
water and the second medium diesel fuel.

In the context of the present invention, preferably a
mixture of different hydrocarbons 1s understood as fuel, in
particular diesel tuels and biodiesel fuels for use in internal
combustion engines. A typical diesel fuel contains usually
kerosene, various middle distillate fractions, and currently
several volume percent biodiesel as well as various additives
(1n the ppm range).

In contrast thereto, oi1ls and greases are not encompassed
by the definition of a diesel fuel.

The fuel filter according to the invention comprises a
separation device for separating a {irst medium from a media
flow that comprises a first and a second medium.

In addition, the fuel filter comprises a cleaning device for
receiving a proportion of the second medium contained in
the separated first medium that 1s arranged upstream of a
discharge opening for the first medium out of the fuel filter
and that contains an absorbent and/or adsorbent cleaning
material.

The cleaning material comprises an organoclay as active
component or consists of the organoclay.

An active component in the context of the present inven-
tion 1s a component which participates in the adsorption or
absorption e.g. of diesel fuel. Thus, an organoclay as a
material capable of absorption and/or adsorption can be
arranged 1n a cleaning material for receiving at least a
proportion of the second medium contained in the first
medium. This cleaning material with the organoclay as
active component or consisting of organoclay can be
arranged, for example, within a filter system housing or
especially also e.g. 1n a filter element.

The filter system 1s suitable in particular for the separation
of diesel fuel residues in separated water, 1n particular
provided that a diesel-in-water emulsion 1s present; how-
ever, dissolved diesel fuel can also be separated.

The organoclay 1s present as a bulk matenal, for example,
in the form of granules, wherein the average particle diam-
cter of at least 50 wt. % of the organoclay 1s greater than 50
®m and smaller than 1,000 ®m. In this way, too high a tlow
resistance as 1t may be caused by finer particles 1s avoided.
Thus, the flow through the bulk material under operating
conditions 1s ensured and blocking 1s precluded.

In a preferred embodiment variant, the average particle
diameter of at least 50 wt. % of the organoclay can be less
than 800 ®m. According to a particularly preferred embodi-
ment variant, more than half of the organoclay particles
comprise statistically these average particle sizes.

Particularly preferred, the average particle diameter for a
mass-based d50 particle size distribution of the organoclay
particles can amount to between 100 ®m to 800 ®m, in
particular between 200 ®m to 700 dm.

The average particle diameter can be determined by laser
diffraction spectroscopy and relates to the volume-weighted
average of all diameters of a non-uniformly shaped particle.

Due to the atorementioned adaptation of the particle sizes,
in addition to an acceptable pressure loss of flow through the
cleaning device, 1t 1s achieved that even finest drops of the
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second medium, for example, diesel fuel, can be adsorbed
and not simply carried therethrough by the flow. A contact
time of the first medium with the organoclay that i1s required
for adsorption can thus be adjusted wherein the contact time
depends on the further parameters bulk volume and volume
flow.

In diesel fuel, free water may be contained which must be
removed for the most part prior to entry of the fuel into the
injection system. This 1s possible by a fuel filter according
to the invention. Modern diesel fuels with low sulfur content
(aultra low sulfur diesel@), ULSD) contain numerous addi-
tives which, in contrast to fuels with no additives or low
levels of additives, have the result that the occurring drop
s1zes become very small and therefore are more difhicult to
remove.

The average drop diameter of water drops 1n this context
1s typically between 10 ®m and 60 ®m. The current test
standard (ISO 16332 of 2018) therefore requires 10 ®m as
a test condition for filter systems downstream of the fuel
conveying pump. In order to separate these fine water drops
from the diesel, multi-stage filter systems are required. After
the separation process, the separated water still contains
finely dispersed diesel drops. The average diameter of the
diesel drops 1n the water phase amounts to below 10 ®m,
inter alia by the stabilization by means of surface active
components of certain additives. This emulsion does not by
itself separate 1n a practice-relevant time span.

This 1s a decisive difference to applications in which
hydrocarbons are present as a film or only coarsely mixed/
emulsified. Examples for this are the separation of o1l films
or Tuel films on water surfaces. Object of the invention 1s to
reliably separate the fine diesel droplets, occurring in mod-
ern water separators of fuel filters when using ULSD, from
the water phase.

When the pore size of the adsorber bulk material 1s too
large, there 1s the risk that the diesel droplets are transported
together with the tlow through the bulk material and do not
come 1nto contact with the adsorber. In this case, the
cleaning action 1s not ensured. At the same time, 1t 1s
important that the dust proportion (particles with very small
particle sizes) in the adsorber 1s minimal because, otherwise,
the finest particles will accumulate 1n the flow direction at
the outtlow side of the adsorber. This leads to the formation
of a particle layer with very high flow resistance which
cannot be overcome 1n the desired application by the pres-
sure that 1s available.

Further advantageous embodiments of the invention are
subject matter of the dependent claims.

The organoclay can be arranged within the fuel filter such
that an exchangeability of the organoclay and a renewal of
the adsorption capacity of the fuel filter 1s enabled. After the
exchange, the saturated organoclay can be regenerated; this
can be done e.g. by heating the clay and optionally also by
treating again with an organic cation solution.

The organoclay can advantageously comprise an
expanded layer structure. An expanded layer structure of a
clay (pillared clay) can be achieved by exchange of 1ons 1n
the intermediate layer of a layer structure of a clay. In this
context, the 10ns, 1n particular inorganic cations which occur
in the natural clay, are replaced by foreign 1ons, e.g. by
supplied salts, 1n particular by supplied organic salt solu-
tions. By means of x-ray diffraction, the layer spacings of
different clay samples can be determined.

The organoclay, in particular at least an organic compo-
nent of the organoclay, can advantageously comprise alkyl
groups, preferably methyl groups. As an alternative or in
addition to the methyl groups, preferably also ethyl groups
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or other alkyl groups can be provided. The organic compo-
nent, 1n particular the alkyl groups, can be embedded in the
form of organic cations, e.g. quaternary alkyl ammonium
ions, in the intermediate layers of the organoclay.

The organoclay can preferably comprise a layered sili-
cate. In particular, the layered silicate amounts to at least 50
wt. % of the organoclay. In a preferred embodiment variant,
the organoclay can also consist of a layered silicate.

The layered silicate can be embodied as a layered silicate
of the smectite and/or montmorillonite group which has
been organo-modified such that at least one intermediate
layer of the aforementioned layered silicate comprises an
organic cation, preferably several same-type organic cations,
in particular quaternary alkyl ammonium cations. A corre-
sponding classification of the individual clays of the smec-
tite and/or montmorillonite group can be found in the 8th
edition of the technical literature AMineralsystematik nach
Strunz(@ (English version: aAStrunz Mineralogical Tables@).

FIG. 11 presents a series ol preferred surface-active
compounds which can be used for organo-functionalization
of clay, e.g., smectites.

Further information and advantages of the individual
compounds can be found in DELBEN, M. F.; VALERA, T.

A:; VALENZUELA-DIAZ, F. R.; DEMARQUETTE, N. R:
Modification of Brazilian smectite clay with different qua-
ternary ammonium salts. Quimica Nova, vol. 33, No. 2,
309-315, 2010.

The organoclay can be arranged alternatively 1n a fuel
filter, preferably 1n the cleaning device, as a shaped body or
coating. In this way, a large surface that 1s flowed across for
separation of the second medium, 1n particular of the diesel
fuel, 1s made available. Particularly preferred, the shaped
bodies can comprise an open-pore structure in order to
generate 1n this way a reduced flow resistance relative to the
media tlow.

In addition to the organoclay as active material, the
cleaning material can also comprise at least one additional
material, 1n particular an inert material, 1n particular a glass,
a ceramic, sand and/or a further active material, in particular
a zeolite and/or active carbon that 1s preferably uniformly
embedded 1n and/or connected to the organoclay. In this
way, mter alia a pressure loss-reduced flow through the
cleaning matenal can be enabled. By using a further active
maternial, 1in particular one of the aforementioned active
materials, the adsorption and/or absorption by means of the
cleaning material of other substances contained 1n the media
flow, 1.e., further media, e.g., a third medium, can be
optimized.

In a preferred embodiment variant of an employed
organoclay, the FTIR spectra (Fourier transformation infra-
red spectra) of the organoclay exhibit characteristic hydro-
carbon bands in the region of 1,300 cm™ to 1,600 cm™
and/or 2,700 cm™' to 3,100 cm™'. These characteristic
hydrocarbon bands are produced by the organic modification
of a natural clay, 1.e., a natural clay does not exhibit these
bands which are visible as peaks in the IR spectrograph.

In a further embodiment variant of the fuel filter, it
comprises downstream of the separator device a collecting
chamber for the separated first medium that 1s arranged
preferably 1n a position that 1s geodetically lying below the
separating device, wherein the collecting chamber has an
outlet which 1s connected 1n fluid communication with the
cleaning device. The characterization of the position of the
collecting chamber can be preferably defined also as below
the separation device 1n the gravity direction. The collecting
chamber can be embodied, for example, as a so-called bowl.
Moreover, 1t can be provided that the collecting chamber has
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an 1nner separation so that, for example, a geodetic top part
for the unpurified first medium 1s provided and the first
medium from which the second medium has been removed
1s collected 1n a geodetic bottom part, wherein the cleaning
device 1s present between the geodetic top and bottom parts
of the collecting chamber.

The cleaning device can be preferably arranged within a
filter system housing correlated with the fuel filter. The
discharge opening for the first medium can advantageously
be present below the collecting chamber, preferably at or in
the filter system housing.

However, in a further variant of a fuel filter according to
the invention, the cleaning device can be arranged outside of
the filter system housing in a cleaning module which 1s
correlated with the fuel filter and comprises a housing with
an 1nlet and an outlet, wherein preferably 1n the housing of
the cleaming module an exchangeable cleaning cartridge,
which 1s also correlated with the fuel filter, 1s arranged. In
this special variant of the invention, the cleaning material
with the organoclay 1s arranged 1n this exchangeable clean-
ing cartridge.

The tlow direction of the media flow through the cleaning
cartridge can be oriented preferably opposite to the gravity
direction in order to enable a uniform flow and venting of the
cartridge and to thereby obtain a particularly good absorp-
tion and/or adsorption. However, a realization of the flow
direction of the media flow 1n the gravity direction 1s also
possible 1n the context of the present invention.

In general and independent of the aforementioned
embodiment variant and 1ts constructive embodiment, it 1s of
particular advantage, e.g. for reconditioning and handling of
the fuel filter, when the cleaming device comprises an
exchangeable cleaning cartridge 1n which the organoclay 1s
arranged.

Furthermore, the mvention encompasses a cleaning car-
tridge which 1s suitable for a fuel filter according to the
invention wherein 1n the cleanming cartridge a cleaning mate-
rial with an organoclay as active component 1s arranged, in
particular an organoclay as 1t 1s used in the fuel filter
according to the invention. The cleaning cartridge can be
employed for separation of diesel fuel from water. In this
context, the cleaning cartridge 1s exchangeable, for example,
in case of saturation of the organoclay.

It 1s also possible to employ several cleaning cartridges
which in flow direction are arranged one behind the other.
For example, by means of one cleaning cartridge a pre-
adsorption can be realized and by means of a downstream
second cleaning cartridge a post adsorption and/or adsorp-
tion of a further, e.g. third, medium. The cleaning cartridges
can be exchanged, for example, 1n different exchange cycles
or the cleaning cartridge of the post adsorption can be used
as a cleaning cartridge for the pre-adsorption upon
exchange. In this way, the cleaning material in the cleaning
cartridge 1s optimally utilized.

Also, 1t 1s possible to employ several cleaning cartridges
with different composition of the cleaning material. In this
way, a stepped separation of several media can be realized.

Numerous further application possibilities of using an
individual or several cleaning cartridges can be realized 1n
the context of the present invention.

A method for reducing at least a proportion of the second
medium in the first medium can comprise the following
steps:

a) providing an organoclay with expanded layered struc-

ture comprising at least the following steps:
1. providing a suspension of a naturally occurring clay,
preferably, a layered silicate, 1n a solvent;
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11. adding an organic salt compound, in particular a
quaternary alkyl ammonium salt, with formation of
the organoclay with expanded layered structure;

b) arranging the organoclay in a fuel filter; and

¢) supplying a first medium contaminated with a second

medium 1nto the fuel filter with separation of the

second medium at and/or 1 the organoclay with
expanded layer structure.

The time periods between the respective steps a)-c) can be
selected discretionarily long. Typically, providing according
to step a) and arranging according to step b) can be done at
the factory and supplying can be realized 1n the region of any
internal combustion engine.

Between steps 1. and 11., advantageously the addition of an
inorganic salt compound can be realized. In this way, the
cations of the natural clay mineral are replaced by the
cations of the salt compound. Subsequently, the replacement
of these cations by the organic cations 1s possible more
casily.

A tfurther aspect of the invention concerns the use of an
organoclay for separation of a water fraction, which 1is
contaminated with fuel and which at least partially 1s present
as a fuel-water emulsion, in a fuel filter, preferably 1n a fuel
filter according to the present mvention, but not limited
thereto. The fuel filter can be used advantageously in any
vehicle, e.g., 1n a motor vehicle, 1 particular 1n a road
vehicle, a mobile working machine, a water vehicle, n
particular 1n a ship, an aircrait. Moreover, the fuel filter can
be present 1n an internal combustion engine that 1s used
stationarily.

Preferably, the use 1s realized such that at least a portion
of the fuel in the fuel-water emulsion has a drop size of
smaller than 50 ®m, preferably smaller than 10 ®m. This 1s
in particular important 1in order to purily fuel-water emul-
s1on, generated 1n water separation from modern ULSD, so
as to have a low content in regard to the hydrocarbons,
preferably <2 mg/l according to EN ISO 9377-2 H33.

Particularly pretferred, the use can be such that a reduction
of the fuel content in the water contaminated with fuel 1s
realized by at least 95%, relative to weight %.

The mitial concentration of the fuel, 1n particular of the
diesel fuel, 1n water amounts 1n this context to between 200
ppm to 2,500 ppm. The concentration of the diesel fuel n
water after application of the organoclay can then preferably
amount to less than 10 ppm, typically between 2 ppm to 8
ppm.

Residual diesel components dissolved 1n water can advan-
tageously be removed moreover by an active carbon filter
downstream of the cleaming device. In the context of a
method description, a corresponding method step d) of
passing the first medium through an active carbon filter can
be realized subsequent to step ¢).

A last aspect of the invention concerns a method for
removing hydrocarbons or hydrocarbon mixtures from
water that accumulates at a fuel filter of a vehicle or at an
internal combustion engine. The method 1s performed by use
of a cleaning material that comprises an organoclay as active
component, wherein the average residence time of the media
flow to be purified 1n the cleaning maternial 1s 15 minutes to
40 minutes, preferably 25 minutes to 35 minutes. A suilicient
adsorption of diesel fuel 1s to be expected for this residence
time of the media tflow to be purified 1n the active component
for the particle size of the organoclay between 50 ®m and
1,000 ®m 1n accordance with the invention.

BRIEF DESCRIPTION OF THE DRAWINGS

The invention will be explained in the following 1n more
detail with the aid of several drawings. Further advantages
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of the invention are explained therein 1n more detail with the
aid of embodiments. A person skilled in the art can consider

the combined features of the embodiments expediently also
individually or combine or modity them to other meaningiul
combinations.

FIG. 1 shows a schematic illustration of a fuel filter 1n a
side view with a cleaning module according to a first
embodiment of the invention.

FIG. 2 shows the fuel filter with the cleaning module of
FIG. 2 1n plan view.

FIG. 3 shows the fuel filter with cleaning module of FIG.
1 with a removed cleaning cartridge.

FIG. 4 shows an infrared spectroscopic image of a ben-
tonite embodied as organoclay and of a natural bentonite.

FIG. 5 shows a thermogravimetric diagram.

FIG. 6 shows a solubility diagram of diesel fuel 1n water.

FIG. 7 shows comparative measurements of the adsorp-
tion capabilities between active carbon and organoclay.

FIG. 8a shows an SEM 1mage of a natural clay (benton-
ite).

FIG. 86 shows an SEM 1mage of an organoclay.

FIG. 9 shows a typical cumulative distribution of the drop
s1zes of diesel 1n water after the separation of the water from
the diesel by means of an 1n particular multi-stage fuel filter.

FIG. 10 shows a cumulative distribution of the particle
s1zes of an organoclay bulk material of a fuel filter according
to the mvention.

FIG. 11 presents a table which shows a series of preferred
surface-active compounds which can be used for organo-
functionalization of clay, e.g., smectites.

DESCRIPTION OF PREFERRED
EMBODIMENTS

In the Figures, same or same-type components are iden-
tified with same reference characters. The Figures show only
examples and are not to be understood as limiting.

In the following, the terms diesel and diesel fuel are
employed synonymously.

The mvention 1s illustrated in FIGS. 1 to 3 1n an exem-
plary fashion by one embodiment according to which the
cleaning device 1s embodied as an external cleaning device,
namely as a cleaning module 10 for a fuel filter for cleaning
a media flow of a first medium contaminated with a second
medium, wherein the first medium 1s water and the second
medium 1s diesel fuel, wherein the water 1s separated from
the diesel fuel 1 the tuel filter 100.

FIG. 1 shows a schematic illustration of a fuel filter 100
in a side view with a cleaning module 10 according to a first
embodiment of the invention. The tuel filter 100 for filtering
the media tlow comprising the first and the second medium
comprises a separating device, not illustrated, for the first
medium which 1s arranged 1n a filter system housing 102 of
the fuel filter. The filter housing 102 comprises a preferably
detachable media-tight cover 104 1n order to service or
exchange a filter element, also not illustrated, 1n the interior
of the filter system housing 102. Further, the tuel filter 100
comprises the cleaning module 10, which 1s connected by a
connecting part 106 with the filter system housing 102, for
receiving by adsorption and/or absorption a proportion of
the second medium contained in the separated first medium.
The cleaning module 10 comprises a housing 12 with an
inlet 18 and an outlet or discharge opening 20 at the second
housing part 16. The first and the second housing parts 14,
16 are embodied for a media-tight connection with each
other that 1s 1n particular detachable. In this context, the two
housing parts 14, 16 can be, for example, screw-connected
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or connected by a quick-connect device. Moreover, an outlet
21 1s illustrated which 1s arranged at the first housing part 14.
Such a solution 1s also beneficial because then the second
housing part 16, for example, for removing the cleaning
cartridge 30, can be removed without having to detach a
connection from the outlet 21 to continuative components.

The exchangeable cleaning cartridge 30 1s detachably
arranged 1n the housing 12. The cleaning cartridge 30
comprises a cleaning material with an organoclay as an
absorbent and/or adsorbent material for receiving at least a
proportion of the second medium contained in the first
medium.

The cleaning material 34 may comprise furthermore inert
materials such as at least a glass, a ceramic, a sand and/or an
active material, 1n particular a zeolite and/or active carbon.
This 1nert material and/or an active material can be embed-
ded preferably and advantageously uniformly 1n the organo-
clay and/or connected therewith.

However, the main component of the cleaning material
34, 1.¢., more than 350 wt. %, can be preferably the organo-
clay. The cleaming material 34 can also consist completely of
organoclay.

The organoclay as an active component of the cleaning
material 34 can be provided as loose bulk material and/or
provided sintered and/or chemically cross-linked and/or
foamed.

In this context, the cleaning material 34 and 1n particular
the organoclay can be arranged as a shaped body, e.g., as a
hollow cylindrical shaped body, in particular with an open-
pore structure, as a coating, or as granules in the fuel filter
100.

The average particle diameter of at least half of the
organoclay granular grains can be larger than 50 ®m. In a
particularly preferred embodiment variant, the average par-
ticle diameter of at least half of the organoclay granular
grains 1s less than 400 ®&m.

Particularly preferred, the average particle diameter for a
mass-based d50 particle size distribution of the granules can
amount to between 50 ®m to 400 &m, 1n particular between
100 ®m to 300 dm.

The flow direction 32 of the media tlow 1s realized from
the filter system housing 102 through the connecting part
106 through the inlet 18 1nto the housing 12 of the cleaning
module 10 where the media flow through the cleaning
cartridge 30 1n the properly mounted state 1s oriented
opposite to the force of gravity and exits from the cleaning
module 10 at the top through the outlet 20 or, 1 the
alternative embodiment, through the outlet 21.

In addition, an indicator for indicating loading with the
second medium can be arranged at the cleaning module 10
in order to enable need-oriented servicing.

In FIG. 2, the fuel filter 100 with the cleaning module 10
of FIG. 1 1s 1llustrated in plan view. The filter system
housing 102 with a cover 104 1s 1llustrated from above. The
cleaning module 10 1s arranged on the connecting part 106
which 1s connected with the filter system housing 102. The
second housing part 16 arranged on the connecting part 106
can be seen from above. The outlet 20 has been omitted 1n
this illustration.

FIG. 3 shows the fuel filter 100 with the cleaning module
10 of FIG. 1 with removed cleaning cartridge 30 of the
cleaning module 10. The cleaning cartridge 30 with the
organoclay-containing cleaning material 34 1s arranged 1n
this embodiment at the second housing part 16. The cleaning
cartridge 30 can be connected in this context non-detachably
to the second housing part 16 and can thus be viewed as a
umt. However, 1t 1s also conceivable that the cleaming
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cartridge 30 1s detachably arranged at the second housing
part 16 and can be removed therefrom and separately
exchanged. Accordingly, the cleaning cartridge 30 with the
second housing part 16 can be removed like a cartridge
upwardly out of the first housing part 14 in order to be
exchanged and reconditioned, for example. A new cleaning
cartridge 30 with a second housing part 16 can then be
inserted again and media-tightly connected with the first
housing part 14, for example, screwed on or clipped on, in
order to return the cleaning module 10 1nto 1ts operative state
again. The advantage of such an embodiment resides 1n that
upon removal of the cleaning cartridge 30 with the second
housing part 16 the residual first medium remains 1n the first
housing part 14 and the environment is thus not soiled.

In a further embodiment of the invention, also the entire
cleaning module can be embodied to be removable and thus
exchangeable.

FIG. 4 shows an infrared spectrograph of an organoclay

used as active material according to the mvention (curve I)
and of an unmodified clay (curve II).
In this context, the extinction i1s plotted against the wave
number. One can see characteristic bands 202 for hydrocar-
bon compounds at a wave number between 2,800 to 3,000
cm ™.

In the fingerprint region, one can see bands 203 at a wave
number between 1,300 to 1,500 cm™" for hydrocarbon com-
pounds. They are not present in natural clay (curve II).

The bands 201 in the region of a wave number of 3,500
cm™' characterize embedded water and can be found in the
organoclay as well as 1n the naturally occurring clay.

In the following, providing the organoclay will be
explained 1n more detail:

In a first method step, a clay 1s provided. In this context,
preferably a naturally occurring clay can be provided. Par-
ticularly preterred clays are clays which are substantially
comprised, 1.e., at least to 50 wt. %, of smectite and/or at
least one montmorillonite. For example, bentonite 1s such a
clay which 1s utilized in the following for the concrete
embodiment.

Bentonite 1s dispersed in water, preferably 1 deionized
water. In this context, 4 wt. % of clay are dispersed in

deionmized water for at least 10 hours by stirring at room
temperature.

In a second method step, the exchange or homogemzation
of metal 1ons which are contained in the provided clay 1is
carried out. In this context, a replacement of metal 1ons of
the clay by sodium ions can be realized. Preferably, for
example, Na,CO,; or NaCl 1n a concentration of 100 meq
(milliequivalents) per 100 g clay can be used. After addition
of e.g. sodium carbonate, stirring of the emulsion for at least
10 hours at room temperature was carried out.

In a third method step, a slow addition of a quaternary
ammonium salt 1 aqueous solution 1s carried out. The
concentration amounts to 0.2 g of the surface-active sub-
stance to 1 g of clay with stirring for at least 10 hrs. at room
temperature.

The suspension 1s then filtered and washed with deionized
water 1n order to wash out an excess of 10ns. Subsequently,
the organoclay 1s dried 1n a vacuum oven at 60° C. for 24 hrs.

The afore described method sequence 1s referred to also as
layer expansion or pillarization. Metal 1ons are located
primarily in the mtermediate layers of a clay with layered
structure. They are first replaced by sodium 10ns and later on
by organic cations, preferably by quaternary alkyl ammo-
nium 1ons.
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Subsequently, the adsorption and/or absorption capacity
of the bentonite modified as organoclay, of a natural ben-
tonite, and of bentonite enriched with active carbon was
compared.

For this test, 100 ml of an emulsion of diesel fuel and
water with 1,000 ppm diesel fuel was contacted with 2
grams ol the respective bentonite, respectively. This clay-
water-diesel fuel mixture was then stirred for an hour. This
was done by a magnetic stirrer. Subsequently, the emulsion
was filtered.

The differences of the remaining water solution could be
detected visually. The permeate phase, supplied beforehand
with the bentonite modified as organoclay, was significantly
more clear than the two other permeate phases.

In a second test, the reactivity of the bentonite converted
to organoclay was tested. For this purpose, 50 ml of a
diesel-water emulsion with 1,000 ppm diesel was contacted
with 0.5 grams of the organoclay, stirred for 10 minutes, and
subsequently filtered. As a reference, the same emulsion was
only filtered.

While the permeate of the pure diesel-water emulsion
showed a significant turbidity after filtration, the permeate of
the emulsion to which the organoclay was added was
substantially clear and without recognizable turbidity.

The composition of fuels, 1n particular diesel fuels, can
vary from region to region. For example, the biodiesel
proportion can vary or the proportion as well as the com-
position of the additives. In particular biodiesel and addi-
tives intluence the formation and type of diesel-in-water
emulsion which then can be separated only with difficulty.
Diesel tuels with a high level of additives which lead to very
stable emulsions are found in particular in the EU and the
USA because here the sulfur contents in the diesel 1s
minimal due to legislative requirements and the natural
lubricating action of the diesel 1s therefore reduced. In order
to regain the lubricating action of the fuel, additive packages
are added to the diesel 1n these countries. In particular the
use of a cleanming cartridge according to the invention with
organoclay and of a fuel filter according to the mvention
with water discharge 1s advantageous for diesel fuels with a
high level of additives in order to remove hydrocarbons
from the water.

Diesel fuels dissolved 1n water and diesel-in-water emul-
sions have very different concentrations of diesel fuel.

Typically, only appr. 5 ppm (mg/1) of diesel tuel pass into
water. On the other hand, emulsions have a detected pro-
portion of up to 2,500 ppm of diesel fuel, in particular
C10-C40 hydrocarbon compounds.

The detection of the proportion of the diesel fuel in water
can be realized in both cases by measurement according to
DIN EN ISO 9377-2 H33.

In practice, mostly diesel fuels with a high level of
additives are encountered. They comprise almost always
diesel fuel-in-water emulsions because the additives stabi-
lize the fine diesel drops (they can have a fineness of 5 ®m
up to d50 (mass-based)) and no separation of water phase
and diesel phase due to the density differences occurs
therefore. Diesel with hugh levels of additives are used 1n all
countries 1n which a low sulfur diesel 1s required by law, thus
¢.g. 1n the EU (EN 590 fuel) but also 1n the USA. This means

that for these markets a cleaning system with active carbon
provides no satisfactory filtration performance; however, the
organoclay can even clean the emulsion and the environ-
ment can thus be protected.
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FIG. § shows thermogravimetric measurements of a natu-
ral clay with the measured curve 301 and of an organoclay
with the measured curve 302 for comparing the two mate-
rials in one diagram.

The temperature increase for the gravimetric measure-
ment 1s 1llustrated by the inclined straight line 303.

In this context, three phases are characteristic when
heating the modified clay.

Phase a: First surface water (<100°) evaporates; this can be
seen 1n the natural as well as the modified clay by means
of the plateau.

Phase b: Subsequently, the measured curve 302 of the
modified clay, 1.e., of the organoclay, passes into a region
with negative incline (appr. 40 min., 300° C.). A degra-
dation/combustion or, more generally, apassing into the
gas phase(@ of the organic components takes place; only
the modified clay shows this type of curve.

Phase ¢: Beginning at appr. 600° C., this 1s overlaid with a
release of chemically sorbed water. This can be seen well
in the region of negative incline also 1n the natural clay
(301) 1n this region.

Moreover, one can see 1n this diagram that the proportion
ol organic components in organoclay amounts to appr. 25
wt. % (v axis begins at 65 wt. %).

FIG. 6 shows concentration of dissolved hydrocarbons in
mg/l according to DIN EN ISO 9377-2 H53 under operating,
conditions: The diagram shows that on average the concen-
tration of dissolved hydrocarbons by use of DIN EN 590 gas
station diesel fuel and deionized water with gentle mixing
(no emulsion formation) i1s below 3 mg/l.

The diagram 1llustrates the difference between diesel fuel
which 1s dissolved in water and a diesel fuel-in-water
emulsion. When the value of appr. 5 mg/1 1s surpassed, the
water 1s saturated, no diesel will dissolve anymore, and an
emulsion formation takes place. This type of emulsion
cannot be separated or only mimimally separated by active
carbon. In contrast, the organoclay due to 1ts surface prop-
erties 1s capable of cleaning even a diesel fuel-in-water
emulsion.

FIG. 7 provides a comparison between cleaming of a
diesel tuel-water mixture with active carbon and organoclay,
in particular the cleaning action of different adsorbents,
namely of organoclay and active carbon under practice-near
conditions (measured values recorded according to DIN EN
ISO 9377-2 H53).

While by active carbon only dissolved diesel or other
hydrocarbons can be separated from water, the organoclay 1s
capable of puritying also a diesel fuel-in-water emulsion.

FI1G. 7 also shows that the concentration of hydrocarbons
in water can fluctuate.

At asample(@, a diesel fuel-in-water emulsion 1s 1llus-
trated which 1s utilized as an 1nitial concentration of hydro-
carbons of the mixture prior to contact with an adsorption
and/or absorption medium. At ablind value(@, the measured
value of the test apparatus when pure water 1s conveyed
through 1t 1s illustrated.

Further bars show respectively a diesel fuel-in-water
mixture after its treatment with the respective illustrated
adsorption and/or absorption medium under analogous con-
ditions. When comparing the final concentration based on
logarithmic scale division, one can see that active carbon 1s
hardly capable of separating the emulsion. The organoclay
can purily the emulsion better than active carbon by a factor
20 to 80. Inter alia, the surface properties and mner prop-
erties can account for this. The determined blind value 1s by
the factor 10 below the determined measured values and
shows thus the reliability of the test configuration.
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The emulsion of water and diesel due to certain additives
1s very stable so that a density separation essentially does not
occur and the diesel drops essentially do not coalesce. The
droplet sizes in the emulsion are very small, typically
smaller than 10 ®m. The non-coalescence 1s caused by the
additives while the small droplet diameters are determined
by the path of the diesel-water mixture through the fuel filter.
The development goes toward the use of fuels that contain
even less sulfur and higher levels of additives so that this
problem will be aggravated, even worldwide due to envi-
ronmental laws.

In FIGS. 8a and 8b, the grain sizes of natural clay (FIG.
8a) and of the organoclay (FIG. 8b) are compared under
analogous measuring conditions and at i1dentical scale of
illustration. Symptomatic for natural clay are very small
grain sizes which can lead to a very high flow resistance up
to blocking of the cleaning material. In contrast thereto, the
organoclay in FIG. 85 shows a more compact form with
increased grain size.

FIG. 9 shows a typical cumulative distribution of the drop
s1zes of diesel 1n water after the separation of the water from
diesel with low sultur content (ULSD according to EN 390)
by means of an 1n particular multi-stage fuel filter.

Modern diesel fuels contain numerous additives which
have become necessary to a great extent only due to the
introduction of low sulfur contents (ULSD: ultra low sulfur
diesel, 10 ppm). The additives ensure inter alia a satistfactory
lubricating action of the fuel because the natural lubrication-
improving agents are largely removed due to the process of
desulfurization. With higher additive content the water sepa-
ration becomes more diflicult so that increasingly multi-
stage water separators are used in order to realize even
across the entire service life a functioning water separation.
This change affects also the quality of the discharged water:
While with a fuel comprising a low level of additives the
separated water 1s still clear and contains for example <10
mg/l of hydrocarbons, 1 case of modern fuel filters with
integrated water separation an emulsion instead of the clear
water phase 1s produced. This emulsion 1s comprised of
finest diesel droplets which are stabilized by the additives

and can have a hydrocarbon contents according to EN ISO
0377-2 H33 of 200 mg/1 up to >2,500 mg/l.

The average drop diameter 1n this context 1s typically
below 10 ®m. This 1s the decisive diflerence to applications
in which hydrocarbons are present as film or only coarsely
mixed/emulsified. Examples of this are the separation of o1l
films or fuel films from water surfaces.

By means of the cleaning device of the fuel filter accord-
ing to the mvention, the fine diesel droplets that occur 1n case
of modern water separators of fuel filters when using USLD
can be separated reliably from the water phase.

In FIG. 10, finally an exemplary cumulative distribution
of the particle sizes of an organoclay bulk material of a
cleaning device of a fuel filter according to the imnvention 1s
illustrated.

By such an adaptation of the particle sizes, 1t can be
prevented that the aforementioned finest diesel droplets are
entrained by a flow through the bulk material in addition to
ensuring an acceptable flow resistance. Moreover, 1n this
context the contact time of the medium with the organoclay
1s an important parameter. The larger the surface of the
adsorber, the faster the adsorption. However, even 1n sys-
tems having a high inner porosity such as e.g. active carbon,
only a minimal part of the surface 1s located at the outer side
of the adsorber particles. This means that the substance
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transport of the medium to be removed from the surface of
the particle into the inner surface can become a limiting
factor with respect to time.

In automotive applications, the installation space as well
as the available contact time 1s very limited. Water that
accumulates must be discharged, cleaned, and drained i1n a
few minutes up to hours from the fuel circuit. The 1nstalla-
tion space 1 modern vehicles 1s very limited so that the
adsorber must be designed to be as compact as possible. The
sensible 1nstallation size of the adsorber container is
between 200 ml and 400 ml, installation sizes of >600 ml
can hardly be accommodated 1n usual installation spaces at
the motor as well as at the vehicle.

Therelore, 1t 1s necessary to adjust a defined particle size
of the adsorber particles (organoclay) and to match the
residence time in the system as well as the volume of the
adsorber relative to each other. According to the mvention,
the adsorber 1s therefore matched to the special conditions at
the fuel supply system of a vehicle and/or motor. The
average residence time of the water in the adsorber amounts
to appr. 30 minutes 1n an exemplary automotive application.
The residence time 1n this context can be, for example,
adjusted by the control of a valve. Between each discharge
cycle, a defined intermission ensures that the required con-
tact time for cleaning 1s maintained. Across several opening,
cycles, the water to be purified can be conveyed by means
of the pressure of the fuel supply system through the
adsorber.

In mobile applications 1n a motor vehicle but also in
stationary applications of the fuel filter according to the
invention in which the latter 1s mounted at an internal
combustion engine, furthermore vibrations occur that may
not lead to an impermissible change of the particle size
distribution, 1n particular, the vibration eflect must not move
the particle size distribution to smaller particle sizes.

In FIG. 10, 1n addition to the particle size distribution of
the organoclay starting material, a curve of a particle size
distribution after vibration testing in dry state as well as 1n
wet state, 1.e., completely wetted with water, 1s therefore
illustrated. In the 1mitial state, the particle diameter 1s 700
®m at 50% of the volume-weighted cumulative distribution;
it can be seen that this value 1s essentially constant even after
vibration testing.

In this way, it 1s ensured that the flow through the bulk
matenal, 1.e., also the cleaning performance, 1s available
across the service life of the cleaning device.

What 1s claimed 1s:

1. A fuel filter comprising;:

a fuel filtering system comprising:

a filter system housing (102) having:
a base at a lower end of the filter system housing 1n
a direction of gravity;
a detachable cover (104) closing an upper end of the
filter system housing;
a circumierential outer wall extending from the base
to the upper end of the filter system housing; and
a connecting part (106) connected to the circumier-
ential outer wall at the base and projecting radially
outward away from the circumierential outer wall
in a direction transverse to the direction of gravity;
and
an absorbent cleaning device (10) comprising:
a first tubular housing part (14) having:
a lower end, relative to the direction of gravity,
resting on the connecting part (106) and receiv-
ing filtered fluid from the filter system housing

(102) through the connecting part (106);
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an open upper end relative to the direction of
gravity,
an outer wall extending from the lower end to the
upper end of the first tubular housing part (14);
an absorbent cleaning cartridge (30) configured to
insert ito an interior of the first tubular housing
part (14) through the open upper end of the first
tubular housing part (14) such that the absorbent
cleaning cartridge 1s removable through the open
upper end of the first tubular housing part (14) for
exchange or service;
wherein the absorbent cleaning cartridge (30) com-
Prises:
an adsorbent cleaning material (34) having at least
50% organoclay as an active adsorbent/cleaning
component, arranged in an 1interior of the
removable absorbent cleaning cartridge (30);
wherein the absorbent clearing cartridge includes at
least one outlet discharge opening (20,21)
arranged at an upper end of the absorbent cleaning
cartridge, relative to the direction of gravity, such
the fluid tlows upwards from the connecting part
(106), through the adsorbent cleaning material
(34) to discharge from the absorbent cleaning
cartridge (30) at the upper end of the absorbent
cleaning cartridge;
wherein the fuel filtering system 1s configured to filter tuel
having one or more hydrocarbons contaminated with
water;
wherein the fuel filtering system separates a first portion
of the water from the one or more hydrocarbons, to
produce a separated mixture having water contami-
nated with a remaining portion of the one or more
hydrocarbons, the separated medium exiting the filter
system housing (102) through the connecting part (106)
and entering into the lower end of the cleaning device
(10) to enter the absorbent cleaming cartridge (30);

wherein the adsorbent cleaning device recerves the sepa-
rated mixture having the water contaminated with the
remaining portion of the one or more hydrocarbons;

wherein the adsorbent cleaning material having the
organoclay 1n the adsorbent cleaning cartridge 1s con-
figured to adsorb at least a portion of the remaining
portion of the one or more hydrocarbons from the
separated mixture of the fuel filtering system:;

wherein the organoclay 1s a bulk granular matenal,
wherein at least 50 wt. % of the organoclay has an
average particle diameter of greater than 50 ®m and
smaller than 1,000 ®m.

2. The fuel filter according to claim 1, wherein the fuel 1s
diesel fuel.

3. The fuel filter according to claim 1, wherein an organic
component of the organoclay comprises alkyl groups.

4. The fuel filter according to claim 3, wherein the alkyl
groups include methyl groups.

5. The fuel filter according to claim 1, wherein the
organoclay comprises a layered silicate.

6. The tuel filter according to claim 5, wherein the layered
silicate belongs to the smectite-montmorillonite group and 1s
modified chemically such that at least one intermediate layer
of the layered silicate comprises at least one organic cation.

7. The fuel filter according to claam 1, wherein the
adsorbent cleaning material further comprises at least one
additional material and the at least one additional material
consists of one or more 1nert materials, or one or more active
materials, or a combination of one or more inert materials
and one or more active materials.
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8. The fuel filter according to claim 7, wherein the one or
more 1ert materials are selected from the group consisting,
of a glass, a ceramic, and sand.

9. The fuel filter according to claim 7, wherein the one or
more active materials are selected from the group consisting,
ol a zeolite and active carbon.

10. The fuel filter according to claim 7, wherein the at
least one additional maternial 1s uniformly embedded 1n the
organoclay and/or connected to the organoclay.

11. The fuel filter according to claim 1, wherein the
organoclay 1s characterized by FTIR spectra comprising
characteristic hydrocarbon bands in a region of 1,300 cm™"
to 1,600 cm™" and/or in a region of 2,700 cm™" to 3,100
cm™.

12. The fuel filter according to claim 1, wherein a tlow
direction of the separated mixture through the cleaning
cartridge 1s opposite to the direction of gravity.

13. A method of separating a water fraction, contaminated
with fuel and existing at least partially as a fuel-water
emulsion, 1n a fuel filter according to claim 1, the method
comprising using the organoclay to adsorb and/or absorb the

fuel.
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14. The method according to claim 13, wherein the fuel
filter 1s arranged at a vehicle or at an internal combustion
engine.

15. The method according to claim 13, wherein at least a
portion of the fuel 1n the fuel-water emulsion has a drop size
smaller than 50 ®m.

16. The method according to claim 15, wherein the drop
s1ze 1s smaller than 10 ®m.

17. The method according to claim 13, comprising reduc-
ing by at least 98% a fuel content 1n the water fraction that
comprises a fuel concentration of the fuel of 200 ppm to
2,500 ppm.

18. A method for removing hydrocarbons or hydrocarbon
mixtures from water to be purified that accumulates at a fuel
filter according to claim 1, the method comprising:

providing an average residence time of the water to be

purified in the adsorbent cleaning material of 15 min-
utes to 40 minutes.

19. The method according to claim 18, wherein the
residence time 1s 25 minutes to 35 minutes.
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